.
1 H NMR spectrum of purified product 2b in CDCl3
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Figure S13.
13
C NMR spectrum of purified product 2b in CDCl3 we studied the optimal way of attachment of bithiophene-dicyanovinyl fragments to the TPA or m-TPA "core" of the star molecule. One can find widely different values of the central (43°÷60°) and attachment (0°÷28°) torsion angles. As can be seen from Figure S36 , the energy minimum is rather a shallow for the rotation around the attachment bond (providing the tilt of the planes of bithiophene fragments respectively to the plane of TPA or TPA-OMe core), allowing an easy adjustment of the molecular shape. However, application of the close packing principle made us to suggest the torsion angles to be 39° and 50.5° for the central bonds and 26° for the attachment bonds, so that the overall shape of the molecule is almost planar both for N(Ph-2T-DCV-Me) 3 and N(PhOMe-2T-DCV-Me) 3 compounds, respectively. It should also be noted that the height of the energy barrier on Figure S36b is in a good agreement with conjugation energy between the benzene ring and the bithiophene fragments. 40° and χ = -14°, corresponding to the distance of 4.8 Å between the molecules. In conclusion, the molecular modelling study performed revealed that the basic unit of the structure in the crystal of such compounds is the pair of molecules whose methoxy groups look outwards.
Finally, after building such pairs an attempt was made to pack them into columns ( Figure S39 ). For pair modelling we took Z as a distance between identical central atoms and each pair to be "rigid". As expected, the optimal χ angle between the pairs for the first case was 14° and for the second case 40°, confirming the symmetry of the model. Overall, optimal distance was found to be 12 Å, which confirms the stacking of 6 molecules in a crystal cell within a fiber repeat c ~ 30 Å. Packing of three pairs in a column repeat unit agrees well with the stacking angle of pairs equal to 40 degrees. Table S1 . 
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